N,N-Bis(meso-mesityl-1-chlorodipyrrin-9-yl)-N-benzylamine 2b
A Schlenk tube containing 1b (133 mg, 402 μmol), Pd 2 (dba) 3 •CHCl 3 (10.8 mg, 10.4 μmol), Xantphos (12.1 mg, 20.6 μmol), and KO t Bu (113 mg, 1.00 mmol) was evacuated and then refilled with N 2 . To the tube, benzylamine (37.0 μL, 340 μmol) and dry and degassed toluene (6.00 mL) were added. The mixture was stirred at 75 °C for 11 h. The reaction mixture was 
2,2'-Bridged 10-azacorrole dimer 9
A Schlenk tube containing bromoazacorrole 4 (22.3 mg, 29.2 μmol), 2,2'-bipyridyl (21.6 mg, 128 μmol), and Ni(cod) 2 (41.6 mg, 151 μmol) was evacuated and then refilled with N 2 . To the tube, 1,5-dicyclooctadiene (15 μL, 143μmol) and dry DMF (2.00 mL) was added. The mixture was stirred at 60 °C for 4 h. The reaction mixture was extracted with EtOAc. The organic layer was washed with water, dried over anhydrous Na 2 SO 4 , and concentrated in vacuo. Purification by silica-gel column chromatography with CHCl 3 /hexane followed by recrystallization with CHCl 3 /MeOH afforded 9 in 62% (12.4 mg, 9.10 μmol) as a green solid. 
Isolation of nitrogen-bridged dipyrrin dimer Ni II complex 3Ni
The nitrogen-bridged dipyrrin dimer Ni 
N,N-Bis(meso-3,5-bis(trifluoromethyl)phenyl-1-bromodipyrrin-9-yl)-N-benzylamine

A Schlenk tube containing meso-3,5-bis(trifluoromethyl)phenyl-α,α-dibromodipyrrin
N,N-Bis(meso-3,5-bis(trifluoromethyl)phenyl-1-bromodipyrrin-9-yl)-N-benzylamine Ni complex
A flask containing N,N-bis(meso-3,5-bis(trifluoromethyl)phenyl-1-bromodipyrrin-9-yl)-
N-benzylamine (11.6 mg, 11.9 μmol), AcONa (4.43 mg, 54.0 μmol), and NiCl 2 •6H 2 O (13.7 mg, 57.7 μmol) was charged with MeOH (4 mL). The mixture was stirred at reflux for 3 h.
After the precipitated solid was washed with MeOH, the title compound was obtained in 71% 
Fig S11.
13 C NMR spectrum of 3Zn in CDCl 3 . 
Fig S15.
13 C NMR spectrum of 6 in CDCl 3 . 
Fig S21.
13 C NMR spectrum of 9 in CDCl 3 . 
S33
Cyclic Voltammetry
The cyclic voltammogram and differential-pulse voltammogram of 5 and 7 were recorded on ALS electrochemical analyser 612C. Measurements were performed in freshly distilled dichloromethane with tetrabutylammonium hexafluorophosphate as electrolyte. A three-electrode system was used and consisted of a platinum working electrode, a platinum wire and Ag/AgClO 4 as the reference electrode. The scan rate was 100 mVs -1 . The measurement was performed under nitrogen atmosphere. All potentials are referenced to the potential of ferrocene/ferrocenium cation couple. 
S34
Theoretical Calculations
All calculations were carried out using the Gaussian 09 program. 
